Thanks to the work of Siegel et al., the parent corannulene (1) is now available in kilogram amounts. 2 With the lone exception of our gram-scale synthesis of dibenzo [a,g] corannulene (3), 3 however, none of the benzannulated corannulenes has ever been prepared and isolated in more than milligram quantities, and no syntheses of tetrabenzocorannulene (7) or pentabenzocorannulene (8) have ever been published. Herein, we report the first practical synthesis of tribenzo [a,d ,j]corannulene (5) . 4 The first milligram quantities of the title compound (5) were synthesized, isolated, purified, and characterized in 1997 by a talented undergraduate student in this laboratory, Brandon McMahon, as part of his senior thesis project ( Figure 2 ). 5 The use of flash vacuum pyrolysis (FVP) in the final step, however, limits the scale of this preparation to only tens of milligrams per run. 
Results and Discussion
Capitalizing on the Pd-catalyzed, solution phase, intramolecular arylation strategy introduced by our laboratory for imposing curvature on planar PAHs, 3 we have successfully synthesized the title compound (5) on a half-gram scale, and the procedure is readily amenable to further scale-up (Figure 4) . 7 In the final step of this synthesis, intermediate The synthesis of acephenanthrylene-4,5-dione (11) in one step from phenanthrene (10) has previously been reported only in the patent literature. 8 In our hands, however, the described procedure failed to deliver 11 in the reported yield. Thus, we devoted considerable effort to optimizing the direct conversion of 10 to 11. In the end, The 1,3-bis(2-chlorophenyl)-2-propanone 13 was prepared by treating 2-chlorobenzyl chloride (12) with diironnonacarbonyl in hot benzene. 9 A double aldol condensation between 11 and 13, catalyzed by potassium hydroxide in methanol, then gave the fused cyclopentadienone 14, which could be isolated as a dark purple solid in good yield simply by filtration of the reaction mixture.
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Transformation of the cyclopentadienone ring in 14 into a benzene ring was achieved by Diels-Alder cycloaddition of a "masked acetylene," followed by chelotropic loss of carbon monoxide. 11 Two different "masked acetylenes" were examined. Nitroethylene, generated in situ from 2-nitroethanol by the action of phthalic anhydride in toluene at 140 °C in a pressure vessel, 12 adds rapidly to 14, and the subsequent loss of carbon monoxide and HNO 2 gives 9 in 92% yield. Alternatively, refluxing 14 in neat 2,5-norbornadiene promotes an inverse electron demand Diels-Alder reaction, which then delivers 9 almost quantitatively by loss of carbon monoxide and cyclopentadiene by a retro-Diels-Alder reaction.
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X-ray quality crystals of tribenzo [a,d,j] corannulene (5) were grown by slow evaporation of a carbon disulfide solution ( Figure 6 ). An examination of the experimental structural parameters confirms the prediction based on theoretical calculations that successive benzannulation of corannulene has a gradual flattening effect on the bowl-shaped core. 
Conclusion
The 
Experimental

General.
Commercially available chemicals were used as received without further purification unless noted. Dry solvents were purified using a Glass Contour solvent purification system.
Silica gel chromatography was carried out using Sorbent Technology or Zeochem silica gel with a porosity of 60 Å and a particle size of 32-63 µm. NMR spectra were recorded in the 
1,3-Bis(2-chlorophenyl)propan-2-one (13).
In a 500 mL, flame dried, three-neck round bottom flask, 25 g (68.7 mmol) of diironnonacarbonyl was mixed with 200 mL of anhydrous benzene. After the addition of 8.7
mL (69 mmol) of 2-chlorobenzylchloride, the reaction mixture was heated to reflux for 24 h. Further elution with dichloromethane resulted in the recovery of 11% of the starting material.
On a small scale, in a sealed tube at 140 °C, the yield by this method is 92%; CAUTION: a full equivalent of carbon monoxide gas is released in this reaction, which causes pressure 
Tribenzo[a,d,j]corannulene (5).
In a flame dried 150 mL pressure vessel containing a magnetic stir bar, 1.00 g (2. 
Supplementary material
NMR spectra of compounds 5, 9, 11, 13, and 14. X-ray crystal structure CIF files for compounds 2 and 5. Supplementary material is available with the article through the journal Web site at 0000. D r a f t
